Upon ligand field excitation (300 nm-370 nm irradiating wavelengths) aqueous Fe(CN)5C 0 3~ underwent a photosubstitution under release of CO and formation of Fe(CN)5H20 3_ with the quantum yield 0.9.
Introduction
The photochemistry of aqueous Fe(CN)64~ and some of its monosubstituted complexes has been extensively investigated1. Most of this work was done with Fe(CN)64-. It is generally recognized that this complex photoaquates under formation of Fe(CN)5H20 3~ when the irradiated absorption band is of the ligand field type. However, the primary photochemical step is apparently followed by secondary photochemical and fast thermal reactions which are not fully understood. Even The photolyses were carried out in 5-cm cylin drical spectrophotometer cells using neutral solu tions of the complex at room temperature. A 10-cm cell was used to observe the spectral variations at very low concentrations of the complex (~10~6 M). For quantum-vield determinations the concentra tions were adjusted to optical densities greater than 2 within the region of the irradiating wavelengths to have essentially complete light absorption by the complex (about 2 x 10"3 M for irradiations in the region between 300 and 370 nm). The total amount of photolysis was limited to less than 5%. Absorbed light intensities were determined by ferrioxalate actinometry12. Carbon monoxide determinations of photolyzed solutions and those kept in the dark were carried out according to a published proce dure13.
Measurements
Visible and ultraviolet spectra were measured with a Cary 14 recording spectrophotometer and a Zeiss PMQ II spectrophotometer for measurements at selected wavelengths.
Results
The preparation of Na3[Fe(CN)5CO] • H20 was achieved by the modification of a literature proce dure9. The complex was obtained as a colorless solid. The absorption spectrum of aqueous Fe(CN)5C 0 3" is given in Fig. 1 . The exposure to log e (Fig. 2) . Two clear isosbestic points appeared. Hence the observation that CO was released upon CT excitation can not be used to discriminate be tween both mechanisms.
Finally, it should be mentioned that the photo chemical dissociation of Fe(CN)5C 0 3_ and Fe(CN)64-resembles closely that of CO-and CN-hemoglobin18' 19 . We believe that this analogy is not acci dental. On the basis of theoretical calculations it has been suggested that these hemoglobin com pounds, which are also low-spin Fe(II) complexes, undergo the photochemical release of CO and CN~ from low lying LF excited states20. * Fe(CN)5CO~3 is remarkably resistant to oxidadion10> n > 17. This behaviour may be associated with the inability of Fe(III) to form carbonyl com plexes11.
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